S1a & S1b. (a) Analytical HPLC trace of 2 after HPLC purification. The flow rate was 1 mL/min, and the mobile phase was a mixture of 0.1M TEAB and acetonitrile. The gradient was 10% 0.1M TEAB to 50% over 10 min followed by a gradient from 50% to 95% TEAB over 1 min, and 95% for 5 min, followed by equilibration at 10%. The dead volume was 4 ml. (b) UV spectrum of 2 in water (50 µM). S2a & S2b. (a) Analytical HPLC trace of 3 after purification. The flow rate was 1 mL/min, and the mobile phase was a mixture of 0.1M TEAB and acetonitrile. The gradient started at 15% 0.1M TEAB in acetonitrile to 55% over 15 min followed by 55% for 1 min, and re-equilibration at 15%. The dead volume was 4 ml. (b) UV spectrum of 3 in water. 
S2e.
S2f. 
S3e
. Ion exchange chromatogram of the reaction mixture of 3 and (His) 6 Gly-Mal after 3h at 22°C. The ion exchange chromatography was performed on a Resource Q column using mobile phase 0.1 M TEAB for 2.5 mL, followed by a linear gradient from 0.1 M to 0.8 M TEAB over 19.5 mL, and 0.8 M for 10 mL. The peak at 1 mL absorbed strongly at 214 nm (not shown) and represents excess peptide reagent not retained by the anion exchange column. The main peak elutes at 7 mL which is lower than starting material 3 at 30 min (not shown). The absence of a peak for 3 indicates the complete conversion to the Diels-Alder adduct 4. S3f. UV-vis spectrum of purified Diels-Alder adduct 4. The local maximum at 291 nm reflects the aromatic ring of the base as also observed for 2 and 3. The stronger absorbance at lower wavelengths is due to the peptide bond of (His) 6 Gly. 
